The purpose of this paper is to emphasize the improvement of Zr-based ceramics properties as a function of addition of Ce ions in the structure of the original ceramics. The structural investigations proposed in this paper cover X-ray, and neutron diffraction offered the first indication of the variation of the phase composition and the structural parameters, micro-hardness measurements as well as non-destructive evaluations in order to analyze the structural properties of these materials with utmost importance in fields such as medicine, where these composite materials are used in hip-implants or dental implants/coatings. In
single resonance peak within the frequency band included in experiment would be sufficient for this purpose. We emphasize the properties of zirconium-based ceramics for applications in the biomedical field, such as ceramic femoral heads used in hip implant procedures, which are very resistant to scratches resulting from debris caused by accumulation of bone parts, cement, or metal that occasionally fall between artificial joint surfaces, but are extremely fragile.
Materials and Methods
The Ce doped zirconia samples have been obtained through the standard ceramic technology [15] , a mixture of ceria and zirconia oxides (Zr1-xCexO2 (x = 0-0.17)) being used in proportions established a priori. After grinding and pressing, the samples were shaped in form of cylinders. Finally we treated cylindrical samples at a temperature of 1500 °C for six hours in air.
The phase composition, the lattice constants, space group, average size of coherent blocks, microstrains, and positions of cations and anions in the unit cell have been determined using XRD and ND data.
For XRD analysis the samples surface were prepared by a standard metallographic technique [16] . XRD data were acquired with a X'pert Pro MPD PANalytical diffractometer (PANalytical Inc., Westborough, MA, USA) and a BRUKER AXS D8-Advance diffractometer (Bragg-Brentano geometry, CuKα, 2θ range of 20°-80°) (BRUKER AXS Inc., Madison, WI, USA). A powder diffraction software package, which includes the standards of the Crystallography Open Database (COD) [17] , was used in order to identify the phase composition of the samples. The microstrains and average size of crystalline blocks of the thin layer from the surface of the bulk samples were obtained using the XRD data, processed by the Rietveld method, PowderCell [18] . LaB6 was used as standard for XRD measurements (NIST SRM-660-a lanthanum hexaboride powder LaB6, for line position and line shape).
The structural analysis of the Zr1−xCexO2 (x = 0.0, 0.09, 0.13, 0.17) ceramic samples was performed also using the time-of-flight (TOF) High Resolution Fourier Diffractometer (HRFD) at the IBR-2 pulsed reactor in Joint Institute for Nuclear Research, Dubna, Russia [19] . At the HFRD diffractometer, the correlation technique of data acquisition is used, providing a very high resolution of Δd/d ~ 0.001, practically constant in a wide interval of dhkl spacings [19] . We collected the high resolution diffraction patterns by using a detector placed at backscattering angles 2θ = ±152°, dhkl = 0.6-3.6 Å. It is important to mention that via X-ray diffraction, a layer of typically 10 μm thickness has been investigated, whereas in the case of neutron diffraction, a thickness of tens of centimeters of a sample has been investigated.
Information about microstructural parameters, such as crystalline size (average size of crystalline blocks) and microstrains were obtained from the lines broadening. From the dependence between the square of Full Width at Half Maximum (W) of neutron peaks and the square of the interplanar spacing, d 2 , described by the Equation (1) [20, 21] ( )
we extracted the microstrain values (ε).
Here, C1, C2 are the refining constants of the resolution function of HRFD obtained from a standard Al2O3 (SRM-676 of NIST, USA); C3 ~ ε 2 , where ε is the microstrain; C4 ~ 1/L where L is the size of the coherently scattering blocks. The values of ε and L can be determined from the true physical characteristics of line broadening, whose value is defined as the difference between broadening of peaks of the experimental sample and the standard Al2O3.
RUS is a complex method that allows the determination of elastic constant and the elements of elasticity matrix for samples with certain shapes [22] [23] [24] [25] [26] . Sample geometry affects data acquisition [26] . For cylinders with a high ratio of length to diameter we have few excitation modes and the spectra are simple [26, 27] . In the case of the studied samples the ratio is around the unit and the spectrum requires more analysis than a long bar. The increasing of spectral complexity supposes adjacent analyses before concluding about these samples. In order to determine a parameter, more resonance frequencies must be searched [25] . This requires a lot of computational calculation time and repeated tests. The same number of normal modes for a short cylinder compared with a long cylinder requires a narrower frequency range.
In the case of cylindrical samples, having diameter approximately equal with height, the first mode is the fundamental torsional mode allowing the direct determination of shear modulus. RUS involves scanning the resonance structure of a compact specimen (in our case a ceramic cylinder) with the aim of determining its mechanical properties [28, 29] . In principle, RUS is composed of three parts. Successful use of this method implies the obtaining of a resonant ultrasound spectrum, meaning obtaining the frequency answer for a certain excitation for the analyzed sample. It is necessary to develop a computing method which can help in predicting the resonant ultrasound spectrum for the estimated parameters. The third component represents the iterative refinement of the estimated parameters, in agreement with the measured spectrum. Each of the steps mentioned above have multiple solutions. In the classical RUS experiment, a sample is placed between two US transducers. The primary advantages of this contact technique are its relative simplicity and low cost.
For the RUS method, the samples have been supported by two identical piezoelectric ultrasonic transducers, for emission and reception respectively, placed at the opposite ends of the cylindrical sample (see Figure 1) . The measurements are carried out via transducers with contact. The coupling of the transducer with the specimen influences which modes are measured. When the sample is pinned on its edge, more modes are excited and the modes are better defined than when the transducers are placed on the ends of the cylinder. The probe is fixed between the emission and reception transducers in order to accomplish the condition of a stress free surface. The equipment allows the setting so that for the established position of the cylindrical sample, the contact on the edge assures the excitation of a maximum number of possible resonances for the fixed geometry.
A Network/Spectrum/Impedance Analyzer 4395A (Agilent Technologies, Santa Clara, CA, USA), generates a sweep frequency ranging between 80 and 250 kHz with a 1 kHz step. The signal is amplified using a Power amplifier AG 1012 (T&C Power Conversion Inc., Rochester, NY, USA) and applied to the US emission transducer is applied to the B port of the 4395 A Agilent, the spectrum being acquired by a PC used to program the functioning of the equipment as well with a numerical code developed in Matlab 2012b (The MathWorks Inc., Natick, MA, USA, 2012) via a PCIB interface (National Instruments, Mopac Expwy, Austin, TX, USA).
The command of the power amplifier is made using the same PC via a RS232 interface (National Instruments). For the determination of the elasticity and shear moduli of the samples, the propagation speed of the longitudinal and transversal ultrasound waves were measured using a transmission procedure. The emission transducer is applied at one base of the sample via a delay line from Perspex ® (Perspex Acrylic Brand, Darwen, Lancashire, UK) 20 mm in length, while the reception transducer is applied on the other base. The densities of the samples were obtained by means of Archimedes' method, by using water as fluid. The measurements of microhardness were performed by Vickers method, with a load of 50 g and a dwell time of 20 s.
Results and Discussion

Structural Parameters
The experimental results obtained from X-ray and neutron data emphasize that the Zr1-xCexO2 (x = 0-0.17) samples do not have a homogeneous structure (see Figure 2 ). The sample containing pure ZrO2 has a monoclinic (P21/c) crystalline structure [10] . Once the concentration of Ce cations increases, the crystal structure changes, from monoclinic to tetragonal (P42/nmc) (see Figure 2 ) with two formula units (Z = 2) per unit cell. The ND diffractograms indicated that the sintered Zr0.91Ce0.09O2 (x = 0.09) contains both monoclinic and tetragonal phases, whereas when x > 0.09, the samples only contain tetragonal phases, with a unit cell volume increasing from 69.2 Å Data were acquired at room temperature and refined using the Fullprof program [30, 31] , and shown in Figure 2 . From the analysis of the neutron diffraction data, we were able to define with precision the phase composition, crystal lattice, and the atomic structure of each phase.
Lattice parameters and atomic fractional positions, as well as background parameters, scale factors, occupancy, and isotropic thermal parameters were refined in this case (see Table 1 ).
Figure 2.
Diffraction patterns for the Zr1-xCexO2 samples measured using HRFD at room temperature, the data were treated using a Fullprof program. The experimental and calculated diffractograms and the difference between calculated and observed diffractograms are shown. The difference is weighted by the mean-squares deviation for each point. Below each graph, ticks indicate the position of the calculate peaks for each phase. 1-monoclinic structure (P21/c (SG 14)); 2-tetragonal structure (P42/nmc (SG 137)). The Rwp values indicate a good fit between the calculated and the experimental data (see Table 1 ). The refined atomic positions are indicated in Table 2 . Temperature corresponding to the ions oscillations have been taken into account in the isotropic approximation. Table 2 . Atomic positions and isotropic thermal parameters of Zr1-xCexO2(x = 0-0.17) calculated using the Rietveld method from neutron diffraction data. P21/c: Zr (4e) (xyz); O1 (4e) (x,y,z); O2 (4e) (x,y,z); P42/nmc: Zr (2a) The neutron peaks broadening (W), related to the sample of ZrO2, decreases as the concentration of Ce ions is increasing (see Figure 3) . It is observable that the experimental points can be fitted with linear functions and consequently, the size effect is absent (L > 3000 Å).
As it can be clearly observed, the volume of the unit cell increases as the concentration of Ce cations is increased (see Figure 4) . For x = 0.09 a change of the unit cell symmetry, from monoclinic to tetragonal, takes place. The change of the symmetry is associated with a sudden decrease of the volume associated (see Figure 4) . The slope of the linear functions decreases as the concentration of Ce ions is increasing. This behavior signifies that microstrains in the investigated samples are decreasing with the concentration of Ce ions, as shown in Figure 5 .
First sample, for which x = 0.0, have the baddeleyite structure [32] . The modification of the crystal structure due to the substitution of Zr ions with Ce ions is related to the variation of the observed distance between Zr-O ions (see Table 2 and Figure 6 ). Cerium cations have two possible valence: +3 and +4. On the same type of places Ce should lead to an increase of the lattice constants, of the unit cell volume and of the microstrains. On other hand, the increase of the lattice energy can cause a change in crystal structure and can sit at the basis of the explanation related to the observed transition from monoclinic to tetragonal structure at room temperature. The transition is accompanied by a relaxation of energy part due to the microstrain. In the same time, the substitution of Zr XRD data were obtained from the surface of the bulk samples and correspond to the structure of a thin layer (see Table 3 ). The common phase for these samples has a tetragonal structure, P42/nmc. For a concentration x = 0.09, we observed a mixture of tetragonal (P42/nmc, SG 137) and monoclinic (P21/c, SG 14) phases (see Table 1 ). The distances Zr-O for each phase and Ce concentration were calculated by using the position of cations and anions in the unit cells (see Table 4 ). The average size of crystalline blocks and the microstrains were obtained by using the Williamson-Hall plot. For the calculated density of the samples (see Table 3 ) we take account of the monoclinic and tetragonal phase concentrations. As observed, including for large Ce ion concentration, in the layer from the surface of the samples corresponding to x = 0.09 and x = 0.13 a tetragonal phase appears concomitantly with the monoclinic phase (see Table 3 and Figure 7 ). As shown in Figure 7 , we can observe that the samples contain a small amount of unknown phases.
The variation of the lattice constants and the unit cell volume, corresponding to the thin layer from the samples surface as a function of the substitution of Zr with Ce, is similar to the variation of the lattice constant observed for the entire sample volume (see Tables 1 and 3 ). An investigation related to the difference between the chemical composition at the surface and inside the sample is ongoing.
Resonant Ultrasound Spectroscopy
In order to determine mechanical properties of a compact specimen (in our case a ceramic cylinder), the resonance structure is scanned by RUS [22, 23, 29, 33] . This analysis comes in completion and adds more information related to the structural analysis performed above. In comparison to other ultrasound methods, resonant techniques are particularly interesting because they allow for easy and inexpensive detection of both internal and surface defects with a single test and it has a suite of advantages, among them is its applicability to small volume specimens. RUS is based on the principle that the mechanical resonant response of solids depend strongly on its elastic moduli, shape, and density. Resonant (or natural) frequencies of a system can be either measured or calculated by solving equations of motion for the known shape [34] . The reverse is also true: if resonant frequencies of an object are known, its elastic properties can be determined [23, 34, 35] . Inhomogeneity in an object may be identified from a resonant frequency spectrum by resonant frequency shifts, peak splitting, increases in peak width, and changes in amplitude. The method is based on the estimation of resonant eigenfrequencies [27] , based on an eigenvalue and eigenfunction method [26] . For these, we have used an equipment configuration as the one shown in Figure 1 . The ceramic sample is supported by two piezoelectric ultrasound transducers, for emission and reception respectively, placed at opposite edges of the ceramic cylinders. The resonance spectra were traced for the cylindrical samples noted corresponding to x = 0.09, 0.13 and 0.17 Ce concentrations in the samples (π2, π3, π4), whose properties have been presented in Table 4 . Due to the fact that the samples π2-π4 are axisymmetric, isotropic, and homogeneous [25] , we can conclude that every mode observed on samples must fall into the following three categories [33] :
• Torsional axisymmetric pure share motion consisting of rigid rotation of rings of materials around the sample axis. The frequency of these modes depend strongly on the sample's shear velocity
• Extensional axisymmetric mixtures of compression and shear modulus • Flexural modes along paths that are tilted with respect to the cylinder axis. These modes occur in pairs named doublets, with the same resonance frequency. Figure 8 shows the resonance spectra for the samples π2-π4 in the frequency range 80 kHz to 250 kHz. The RUS spectrum describes a large amplitude response detected when the frequency corresponds to one of the samples eigenfrequencies. It is immediately observed that for the three samples, there is a pronounced amplitude response in intervals of frequency corresponding to the samples eigenfrequency. The amplitude responses in the swept frequency range are in tight connection to the sample's properties, especially the ones related to the density. The maximum displacements appear as red patches in the above representations, the intermediate ones appear in yellow and green and the minimum ones appear in blue. It is noticeable that for the analyzed frequencies, the maximum displacements take place at the edges of the cylinders in opposite directions, with a minima in the middle of the samples.
The eigenfrequency intervals exhibit a slight shift towards smaller values as the density of the samples decrease (see Table 3 and Figure 8 ). Resonant ultrasound spectroscopy is a reliable technique for monitoring structural modifications related to samples density.
In Figure 9 , we are showing the simulation of deformations for two extensional modes (a,b) and two flexural modes (c,d) for sample π2. The simulations have been made using the finite element method using SolidWorks 2011 (Dassault Systèmes SolidWorks Corporation, Waltham, MA, USA), Simulation-Frequency toolbox [36] using a solid mesh type, curvature based mesher, with a total number of 13145 nodes and 8777 total elements.
The resonance frequencies obtained by simulations could give us information similarly to the ones experimentally obtained, that could be chosen at full width at half maximum of the amplitude [33] . It is important to specify that the simulated information is useful in order to determine which of the resonances are observables for an investigated spectrum. The inversion of data has been used in order to determine the elastic properties from the measured resonance spectra, using the conjugate gradient method with minimizing the objective function [33] :
here, f
and f (m) are the computed and respective measured frequencies, respectively; wi are the measured weights, which describe the confidence in the performed measurements.
The optimization problem has been numerically computed in Matlab 2013a. Due to the fact that the number of peaks and the corresponding frequencies is relatively small, the inversion was only applied to determine the Elastic (E) and shear (G) moduli and not the geometrical dimensions and densities of the cylindrical samples made from zirconia.
An increase of the relative density with Ce concentration takes places (see Table 5 ). We considered that a decrease of the pores concentration takes place with the increase of the Ce concentration in the samples. 
Microhardness Measurements
Microhardness measurements were performed on both natural (as sintered) faces of the samples and the resulting face after cutting with a diamond wire. The Vickers microhardnesses increase with the increase of the Ce concentration in the samples. On other hand, the micro-hardness of the sample corresponding to the natural face is smaller than those obtained from the cutting face, except those corresponding to the sample with x = 0.17 (see Table 6 ). The results are in agreement with the literature data. For the samples with x > 0.09 we observe a larger microhardness on the face after cutting as comparing with those corresponding to the natural face. It is observable that the results related to the hardness measurements from the sample having a concentration x = 0.17 are slightly different compared to the other two concentrations, before and after the mechanical cutting is made. A possible explanation can be that, once the cutting of the natural (original) phase is made, a micro-crack could have appeared on the surface of this sample, the measured hardness being lower on a damaged surface, a result in agreement with literature observations [37] .
We performed the chemical analysis on the surface of the samples and on the surface of fractured samples (see Table 7 ). The results confirmed that the increase of the Ce concentration will produce an increase of unit cell volumes of monoclinic and the tetragonal phases, respectively (see Tables 1 and 3 ), in agreement with the literature. On other side, we observed that for the same sample the unit cell volumes will increase from the surface to the inner part (see Tables 1 and 3 ). It is not clear if we have a continuous decrease of Ce concentration from inner side to the surface of the sample or only the surface layer has another chemical composition as compared with the inner side. Table 7 . The chemical composition from EDX measurements (see Figure S1 ). 
Conclusions
The substitution of the Zr with Ce in Zr1-xCexO2 leads to a change of the phase composition, a gradual transition from the monoclinic to tetragonal structure. Concerning the substitution of Zr with Ce we observed a difference of the phase composition between the surface layer of the sample and the phase composition of the bulk samples. We attributed this difference to the various oxygen concentration in the surface layer and in the bulk sample. The investigations performed by means of neutron diffractometry, which "viewed" a large volume of the samples, indicated a transition from the monoclinic to tetragonal phase for x = 0.09. On other hand, XRD investigations, which "viewed" only a thin layer have shown that the phase composition of the samples corresponding to x = 0.09 and 0.13 represents a mixture between a monoclinic phase and a tetragonal phase, the tetragonal phase concentration increasing with the increase of Ce concentration. The unit cell volumes of the tetragonal and monoclinic phases and Zr-O distances increase with the increase of Ce concentration, for the inner part of the samples. The calculated and measured densities increase also with the increase of Ce concentration. A maximum of the average size of coherent blocks and of the microstrain appear in the tetragonal phase for the sample with x = 0.13. The increase of Ce concentration leads also to an increase of the volumes of both monoclinic and tetragonal unit cells. From the variation of unit cell volume of the surface layer, compared with those corresponding to the unit cell volume of the sample core, we conclude that a small but systematic decrease of the large radii cation concentration takes place at the surface layer. An increase of the relative density and of the mechanical parameters (elasticity and shear moduli) was obtained with the increase of Ce concentration.
RUS is a reliable technique, which emphasizes the eigenfrequency intervals which exhibit a slight change as a function of samples composition, for monitoring structural modifications related to sample density. Slight material anisotropy leads to splitting of the higher modes but not of the fundamental torsion mode. In the case of the studied samples, whose ratio is around the unit, the interpretation is favorable because the torsional mode is the lowest one, well separated from the others for ν > 0, allowing immediate extraction of the shear modulus and its damping. The initiation of fracture of ceramic elements can be due to the presence of low density zone-containing dispersed high density agglomerates in the volume and any deformation which will be immediately apparent through changes in the resonance modes, with deviations from the normal spectrum. RUS can be used for quality control of certain ceramic elements of hip prosthesis, such as femoral heads. If the elements are incorrectly sintered, with a density smaller than the prescribed value and the elastic and shear moduli smaller, important modifications appear in the shape of the spectrum and the resonance frequencies.
Future research in this area should concentrate on the SEM analysis concerning the ceramic samples, whose aspects change dramatically with increasing concentrations of Ce ions, an effect which needs to be further analyzed in a future study.
